General Procedure for the dirhodium(II) catalyzed reaction of enoldiazoacetates 4a with oxime 2a.
To an oven-dried flask containing a magnetic stirring bar, oxime 2a (0.5 mmol), and rhodium catalyst (2.0 mol%) in the DCM (1.5 mL), was added enodiazoacetate 4a (0.6 mmol) in DCM (1.5 mL) over 1 h via a syringe pump at room temperature. The reaction mixture was stirred for another hour under these conditions then purified by column chromatography on silica gel (eluent:
hexanes:EtOAc = 100:0 to 90:10) to give the succinate derivative 7a and TBS-substituted oxime 8a. 172. 68, 170.29, 155.22, 138.13, 129.80, 129.52, 128.74, 52.24, 28.95, 28.02 Procedure for oxazole synthesis with styryl diazoacetate 1 and benzonitrile.
To an oven-dried flask containing a magnetic stirring bar, benzonitrile (1.0 mmol), 4 Å molecular sieves (100 mg) and rhodium catalyst (2.0 mol%) in DCM (2.0 mL), was added styryl diazoacetate 1 (1.2 mmol) in DCM (1.5 mL) over 1 h via a syringe pump at room temperature.
The reaction mixture was stirred for another hour under these conditions then purified by column chromatography on silica gel (eluent: hexanes:EtOAc = 100:0 to 90:10) to give oxazole 3d in 27% yield.
S3
General procedure for the oxazoles synhtesis.
To an oven-dried flask containing a magnetic stirring bar, oximes 2 (0.5 mmol), 4 Å molecular sieves (100 mg) and rhodium catalyst (2.0 mol%) in DCM (1.5 mL) was added styryl diazoacetate 1 (0.6 mmol) in DCM (1.0 mL) over 1 h via a syringe pump at room temperature.
The reaction mixture was stirred for another hour under these conditions then purified by column chromatography on silica gel (eluent: hexanes:EtOAc = 100:0 to 90:10) to give oxazoles 3. 137.65, 132.19, 128.84, 127.93, 127.49, 127.30, 126.49, 126.46, 124.40, 116.55, 115.94, 60.7 20, 150.15, 148.33, 137.44, 132.93, 128.91, 128.69, 127.75, 126.55, 126.27, 124.46, 117.44, 115.58, 60.64 152.92, 137.86, 128.82, 127.60, 127.46, 127.34, 126.43, 120.44, 116.25, 116.19, 114.39, 60.88, 55.62 152.81, 138.72, 137.80, 130.94, 128.85, 128.81, 127.62, 127.46, 127.37, 126.43, 123.05, 116.25, 116.20, 60.70, 21.59 40, 152.61, 137.78, 130.09, 128.94, 128.82, 127.69, 127.59, 127.39, 126.44, 125.88, 116.32, 116.17, 60.71 152.76, 137.80, 134.13, 133.31, 128.85, 128.82, 128.79, 128.11, 127.77, 127.43, 127.26, 126.98, 126.48, 125.49 General procedure for the synthesis of 9.
(E)-5-Methoxy-2-(4-methoxyphenyl)-4-styryloxazole (3e).

67% isolated yield. 1 H NMR (400
To an oven-dried flask containing a magnetic stirring bar, 3a (0.5 mmol) and 4-bromobenzaldehyde (1.0 mmol) in DCM (2.0 mL), was added SnCl 4 (1.0 mL, 1.0 mmol, 1.0 M in DCM) over 30 min at 0 °C. The reaction mixture was warmed to room temperature slowly and stirred overnight under this condition. The reaction was quenched with saturated aqueous NaHCO 3 (10 mL) and extracted with DCM (10 mL X 3). The combined organic layer was dried (MgSO 4 ). After filtering the salt, the solvent was removed under reduced pressure, and the residue was subjected to 1 H NMR spectroscopic analysis to determine diastereoselectivity. The reaction mixture was purified by column chromatography on silica gel (eluent: hexanes:EtOAc = 90:10 to 80:20) to give pure oxazoline derivative 9 in 66% isolated yield with 63, 168.48, 138.34, 136.26, 135.94, 132.57, 131.92, 130.61, 130.45, 129.36, 129.21, 128.89, 128.66, 127.29, 125.80, 123.84, 109.31, 88.69, 53.41. trans-7: 1 H NMR (400 General procedure for the synthesis of 10. 5a (0.5 mmol) in dimethyl but-2-ynedioate (2.0 mL) was stirred at 120 o C for 12 h in an ovendried sealed tube tube containing a magnetic stirring bar; the tube was suited for use under high pressure. Then the reaction mixture was cooled to room temperature, and then purified by column chromatography on silica gel (eluent: hexanes:EtOAc = 90:10 to 70:30) to give furan derivative 9 in 65% yield accompanied by hydrated furan 10 in 7% yield. . (9) Theta(max)= 27.500 R(reflections)= 0.0300 ( 3246) wR2(reflections)= 0.0657( 3467) S = 1.000
Npar= 253
